S-2

SYN-ALDOL DERIVATIVES
The synthesis of hydroxy acid 10 is depicted in Scheme S-1 and follows exactly the procedures described in the Experimental Section for the preparation of its diastereomer 9.
The analytical and spectroscopic data of all new compounds are compiled below. SCHEME S-1. Preparation of the syn aldol derivative 10. 1H, J = 7.0, 2.7 Hz), 3.50 ~ 3.00 (br. s, 1H, -OH), 1.52 (non., 1H, J = 6.6 Hz), 1.65 ~ 1.13 (m, 24H), 1.24 (d, 3H , J = 7.1 Hz), 0.90 (d, 3H, J = 6.6 Hz), 0.87 (d, 6H, J = 6.6 Hz); 13 C NMR (100 MHz, CDCl 3 ): δ 177. 4, 152.6, 133.2, 128.8, 128.7, 125.6, 78.9, 71.6, 54.7, 42.2, 39.0, 33.9, 29.9, 29.7, 29.6, 27.9, 27.4, 26.0, 22.6, 14.3, 10.2; IR (KBr) 4, 170.8, 152.9, 138.6, 138.4, 137.9, 133.5, 128.7, 128.4, 128.3, 128.1, 128.0, 127.9, 127.7, 127.6, 125.7, 101.6, 84.8, 82.1, 78.9, 78.3, 77.5, 75.6, 74.9, 72.8, 63.2, 55.2, 42.0, 39.1, 31.9 ~ 29.5 (12C), 28.0, 27.4, 25.3, 22.6, 20.7, 14.3, 11.4; IR (film) 2920 IR (film) , 2851 IR (film) , 1769 IR (film) , 1734 IR (film) , 1698 IR (film) , 1606 IR (film) , 1497 IR (film) , 1453 IR (film) , 1230 IR (film) , 1115 IR (film) , 1091 1, 138.6 ~ 127.5, 103.4, 84.7, 82.2, 81.5, 77.9, 75.6, 75.2, 75.0, 74.9, 62.2, 43.6, 39.1, 34.0, 29.9, 29.7, 29.6, 29.5, 28.0, 27.4, 25.9, 22.6, 9.0; IR (film) 6, 71.7, 51.8, 44.1, 39.1, 33.8, 29.9, 29.7, 29.6, 29.5, 28.0, 27.4, 26.0, 22.6, 10.6; IR (film) 3460, 2925 IR (film) 3460, , 2853 IR (film) 3460, , 1739 IR (film) 3460, , 1723 IR (film) 3460, , 1436 IR (film) 3460, , 1199 170.6, 138.5 ~ 127.6, 102.1, 84.8, 82.1, 79.6, 77.5, 75.6, 74.9, 74.8, 72.5, 63.1, 51.5, 43.5, 39.1, 32.6, 29.9, 29.7, 29.6, 29.5, 28.0, 27.4, 25.4, 22.7, 20.8, 11.8 mmol) in CH 2 Cl 2 (15 mL) was introduced. Stirring was continued for 1h at -78°C before the mixture was allowed to reach ambient temperature over a period of 2 h. For work-up, the reaction was quenched with pH 7 buffer solution (6 mL), the mixture was diluted with MeOH (31 mL) and 30% hydrogen peroxide (3.1 mL) was added carefully. The mixture was then vigorously stirred overnight before it was concentrated. The residue was partitioned between water and CH 2 Cl 2 , the combined organic phases were dried over Na 2 SO 4 and evaporated, and the residue was purified by flash chromatography (hexane:EtOAc, 30/1 → 9/1) to give the compound 18 as a colorless syrup (862 mg, 71%). 73.2, 56.8, 48.3, 45.5, 39.1, 34.4, 30.0, 29.7, 29.6, 27.9, 27.4, 25.4, 22.9, 22.7, 20.9, 14.1, 13.6; IR (film) 3535, 2924 IR (film) 3535, , 2853 IR (film) 3535, , 1741 IR (film) 3535, , 1604 IR (film) 3535, , 1496 IR (film) 3535, , 1455 IR (film) 3535, , 1326 IR (film) 3535, , 1154 1, 78.0, 77.7, 75.6, 74.9, 74.8, 72.8, 63.1, 56.8, 48.2, 44.3, 39.1, 30.9, 30.0, 29.9, 29.7, 29.6, 29.4, 28.0, 27.4, 25.7, 22.9, 22.7, 20.8, 20.7, 13.9, 10.95; IR (film) Compound 20. To a solution of compound 19 (34mg, 0.029mmol) in DME (0.1mL) was added dropwise H 2 O 2 (30% w/w, 0.006mL, 0.057mmol) at 0ºC, followed by n-Bu 4 NOH (0.037mL, 0.057mmol). After 5h, the reaction was quenched with aq. Na 2 SO 3 (1.6M) and stirring was continued for 1h at ambient temperature before the mixture was evaporated. The residue was acidified by addition of aq. HCl (6M) and the aqueous phase was extracted with MTBE. The combined organic layers were dried (Na 2 SO 4 ) and purified by chromatography 126.0, 78.2, 73.2, 56.7, 48.2, 45.5, 39.1, 34.4, 30.0, 29.7, 29.6, 27.9, 27.4, 25.4, 22.9, 22.6, 20.8, 14.1, 13.5; IR (film) 3530, 2926 IR (film) 3530, , 2853 IR (film) 3530, , 1739 IR (film) 3530, , 1604 IR (film) 3530, , 1496 IR (film) 3530, , 1382 IR (film) 3530, , 1205 126.4, 101.9, 84.9, 82.0, 79.7, 78.0, 77.7, 75.6, 74.9, 72.5, 63.2, 56.7, 48.1, 42.9, 39.1, 31.0, 30.0, 29.7, 29.5, 28.0, 27.4, 25.5, 22.9, 22.7, 20.8, 20.7, 13.8, 10.6; IR (film): 2924 IR (film): , 2853 IR (film): , 1743 IR (film): , 1604 IR (film): , 1497 IR (film): , 1454 IR (film): , 1327 IR (film): , 1154 
Hydroxy acid 21.
To a solution of compound S-6 (15 mg, 0.013 mmol) in DME (0.1 mL) was added dropwise H 2 O 2 (30% w/w, 2.6 µL, 0.025 mmol) at 0ºC, followed by n-Bu 4 NOH (0.016 mL, 0.025 mmol). After stirring for 20h, the reaction was quenched with aq. Na 2 SO 3 S-9
(1.6 M) and the mixture was stirred for 1h at ambient temperature before the solvent was evaporated. The residue was acidified with aq. HCl (6 M) and extracted with MTBE. The combined organic layers were dried (Na 2 SO 4 ) and purified by flash chromatography 138.5 ~ 127.5, 102.1, 84.7, 82.2, 79.9, 77.7, 75.6, 75.0, 74.9, 62.1, 43.1, 39.1, 31.3, 29.9, 29.7, 29.6, 27.9, 27.4, 25.2, 22.6, 11.7; IR (KBr) 3400-2700 , 2922 , 2851 , 1734 , 1710 , 1465 , 1066 138.5 ~ 127.6, 101.9, 84.9, 82.5, 78.0, 75.7, 75.1, 74.9, 72.9, 63.8, 44.2, 39.1, 32.7, S-10 30.0, 29.9, 29.8, 29.7, 29.6, 28.0, 27.4, 25.4, 22.7, 12.5 1, 84.7, 82.3, 82.1, 78.6, 75.7, 75.1, 74.9, 72.6, 64.5, 44.5, 39.1, 30.9, 30.1, 30.0, 29.9, 29.8, 29.7, 29.5, 27.9, 27.4, 26.4, 22.7, 8.96; IR (film): 2923 IR (film): , 2853 IR (film): , 1735 IR (film): , 1455 IR (film): , 1084 IR (film): , 1070 138.4 ~ 127.6, 98.9, 85.0, 82.1, 78.4, 75.8, 75.7, 75.1, 75.0, 73.1, 65.2, 40.6, 39.1, 30.4, 30.1, 30.0, 29.9, 29.8, 29.6, 28.0, 27.5, 26.0, 22.7, 8.5; IR (film): 2924 IR (film): , 2853 IR (film): , 1738 IR (film): , 1454 IR (film): , 1195 IR (film): , 1071 .
Hydroxy acid 31. 
